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. 1 H NMR of 1a + 3 eq. MsOH (up) and pure 1a (down) in d2-DCM at 0 °C. Figure S3 . 1 H NMR of 1a + 0.5 eq. DDQ (up) and pure 1a (down) in d2-DCM at 0 °C. S4 Figure S4 . 1 H NMR of 1a + 0.5 eq. DDQ + 3 eq. MsOH in d2-DCM at 0 °C. When a sample from a mixture containing 1 eq. 1a, 0.5 eq. DDQ and 3 eq. MsOH (0.1 M DCE at 0 °C) was measured on an X-band EPR spectrometer operating at room temperature, a featureless singlet with a gvalue of 2.0023 was detected ( Figure S5 ). This indicates the presence of radicals in the reaction mixture. Figure S5 . EPR-spectrum measured from a sample taken from a mixture containing 1 eq. 1a, 0.5 eq. DDQ and 3 eq. MsOH (0.1 M DCE at 0 °C).
S5

Crystallographic data Crystal Structure Determination of 1c_DDQ
A single crystal X-ray diffraction study was carried out on a Bruker D8 Venture diffractometer with Photon100 detector at 123(2) K using Cu-Ka radiation (λ = 1.54178 Å). Direct methods [G. M. Sheldrick, Acta Cryst. 2008, A64, 112−122] were used for structure solution and refinement was carried out using SHELXL-2014 [G. M. Sheldrick, Acta Cryst. 2015 (full-matrix leastsquares on F 2 ). Hydrogen atoms were located from the difference electron density map and refined using a riding model. Semi-empirical absorption corrections were applied. Figure S6 . X-ray crystal structure of 1c_DDQ (displacement parameters are drawn at 50% probability level).
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Cyclic voltammetry
Cyclic voltammetry was performed on samples of 1a-j to measure their oxidation potentials vs. the FcH/FcH + couple. The experimental data was compared with potentials calculated with density functional theory. 0.0 0.5 1.0 1.5 2.0 2.5 3.0 3.5 4.0 4.5 5.0 5.5 6.0 6.5 7.0 7.5 8.0 8.5 9.0 9.5 10.0 10.5 11.0 11.5 12.0 f1 ( 
